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5) ORi-R^tLXltfrmm*. /\P^r>S^. - 

T^Mniug. ih^X ^PtK^tV. 



mm*. /\py>H^ K*iSi -2 ocD7;^;uSA< 

[0 0 4 5] 5£ (1 6) T^Sftaib^feKDS&g 
XL YU Zl<Z>'>fc< 1 Ol*»*ttWtt»**-*- 

^fiftst-fey, * (i) (DittBj^^ctcD^m^ 

6o ^{16) T^*+L^)^b^CDg»SXi. 

(1) a)«^i:l^«r*S>^o 

[0 0 4 6] *^lC < fc^«^tt^b^CDie2<7)^^ 
5C (1 5) U v^A^-^fgft:^^ 

(i 7) ^^*^^>j5icits^s^*-r^^b^*j5^ 
c t iz j: y sj£t£g&S£ »j 

y v^AmaJ^^^trM^^b^^i^^^^Tr 

nb4 8] 



(12) 



ttffi 2003-147021 



>m^. - has. 7S/I, *ju*>&S. x;u*> 

sixfjusfcii'vf □ m+zm it «t t^mis i 

Hb4 9] 

(17) 

o o 

X2. Y 2 . Z2<D5%<D&Vl**tl?tl$ktL\Z*m 
[0 0 4 7] (17) (0X2. Y2. Z2<&'>£:< t*> 

[0 0 4 8] C<7>£j£ttS&gli«^£T*«S£ 

m^ttl'ftg £ <b^ <t J5J£ * 1* -5) C t \Z & y % 

[0 0 4 9] S (1 9) T*^£;ft£<b^J<7)g&S 
X 2 . Y 2 . Z2<Da*>(DSlJ:1±SglSt?ftl>S»S < i:L 
Tltfrmffi^F, ap>t>i^ ^at° 

^;u> 7 5;k ^vju*(7>t;u^uS. 

[0 0 5 0] -TVi^ A tS^ttSMJtt 
(17) T*^$tL^^b^<!:<7)SJ^1:f#^H^JS^ 

ttl"^S*Wr^^b^(ifi^tt(DS^n^^ (17) 
tf>JEJ£14S«SX2. Y2. Z2fc£J£-T6££*rf 
H^fc^o -ta^-pfctfi&S* LXlt. J5J£1±S&gX 
2. Y2. Z2^tKa+y/f^S, t Kp+v^j: 

X2. Y2. Z2^>;U^)^hS. 75 

$i*'(vzs7-rhmx>Mmm (r-cocd s*. 

X2. Y 2 . Z2^;u^v;uS<7)iS^li7K^Sfti:* 



[005 1] *^|c^^M^^b^0)m2(7)^f$;i 
ICcfc-Sig^lcliiC (1 5) <7>Rl-Ri6l*±iB<Z)mfe^ 

■J v^ASg»<tSi$*-a-^a:^ttl , I^S^^^^b^ 

[0 0 5 2] ±SB««-<U v^A^flw<hJ5j£SFl±^a^ 

£lc|©£$;ft&i(DTMi&i^o c (Dibble if £ 
m^ttw&sii. 7v*;n^, *^;*->m^tt. r 

#£L<. tf-;u«. 7'J/i^g. tj^-juS, 7*u 

-hS^(D^L/$> (**) 7^7 U P-*OU:t*:>S. X 

LTIi^ ^^'JP^f JUY Vv7^ — K ^^UP-f;i/ 
^->x^;u>r Vv7*—h^3£lf i^H^c * 
SSBJ^b^^-TxS (1) ft^CO^b^li*SI§«:« 
i££^U o-c-c-c-oi^i««3g$-at-*<. -fb 

[0053] *mwiz&zm'£t±it&mt2. 2- -t 

(-< V^PZL h'J;U) (A I BN) . 

too)?* M&miz&z>7k*:m'&i*. &tzs ^ftwom^ 
^it^(Do%zmmy>j.±\z^^m^w. wizitxm 

(O o^) r<7 'Jji/i7^uxxf;k -^^u>S7j: 

^<DS3S(*ft^CD^rVU T«JHH4$^$ftlMb^^Cll 
ffib NICIES T* 

[0 0 5 4] HI li**0J(D^^3tm^«I^CD-0iJ$ 



(13) 



2003-147021 



i&m/§£X.m. 2) s^s/m^ins. cDL*-f*ifr£ 

»£k B^»ai*r«*#t?H. 4) 7fx-;u^«^. « 
5t*m£^i;B* 5) 5&**m. m^«J2l*t*4*^t; 
H. 6) «5fett**0)i|l*hJI« Olvrft*0>H«— JIRlt 
6£W"Ct»J:l\, 01 lc^Lfc£:fcBf*1 BT& 

2 0lU±(7)@^«®?nr^r4,J:^o 
[0 0 5 5] ^^OM^^b^^^fiS^m^cD^ 

[oo5 6] *nw(Dmm§£ftm*<n&%m\*f£fttt& 
[0057] *mmzm%Gmmifcm*x-\zf&tfcm(Dm 

[0 0 5 8] ^-;uttiMB*^'r^^-;utgii||«^ 4 t 

LTteTPD (N. N' N. N' - (3- 

>fji/7i-;i/) -1, i ' -e^x^.;u-4. 4' v 

75» „ a-NPD (4, 4' -tf;* [N- (1-^- 
7^U) -N-^xZjl/T?/] tf?JL—)\,) > m-M 
TDATA (4. 4' . 4' ' -K'JX (3->5^U-7 

•J7i-^7 5>gS»:, 4* >J If =JU*JU/<y— ?K 
»J (3. 4-Ifb>vt^rVft7x» ftif<DK» 

tjbi*t4,J:i\, *-;ui&at«<DJS*ii. *-;Ha£B 
m-1 0/im;6<#*L<. 10nm-l//mA^l:^L 

[0059] nttmm*te&?&n*ftmttmt\.x 

li, a i q 3 (huxrius-^yuz-ju) ft if 

<*. h y T ^HWtift i: (DK$fl<7)m^jil«*4^fll 
ffl 1$i::z;ft£l::IB£*;K*c£i*fc:i\ 0 C*L 

£HTC#ttlMb<» 10nm-10//m)5l^L<, 10 



[0 0 6 0] ±IHCD*glCffllNbH^^*»». Tfx— )V 

-r^c<ttTr^^o z*iiz&mztiz>&#¥ttm± lx 

[006 1] Ji|5<7>«-B(CfflUxP,tL^«§5fe»*4. 

^>£. S^-tr — A^»ji. x/*^* 'J >^;£. a— ^r-r 

[0062] *&Bjiizmzmmm%m*o>mmttftt l 

Tl*. I TO (Ht-f^v^AXX) . i$<b£8. Kfbffi 

fa* ^'jft^ix 7Kut°p— ;u. #yT=y>tt4f 

ttniz&&mm<Dmm&tjiiZ'\ -5 oq/d oa-— a/ 
o>/SM^<t LTfi. n+tf-^mmzk. x/^ * y > 

J5£l*5 0-3 0 O nmA<^LU 0 

[00 6 3] &tz. mmtfr-^tii&miztzitmmzm 
teLxmrntstizmmmoriiiz^ ;u&Aic*fr<5& 
AmmzmtQ-t * s wtv < v z> t m *m a * *vc t *» 

[OO 6 4] ^IgB^lc^^^^lfe^CD^W**^ L 

rii. ak MgAggi Ca&£a>rju4jy&]| % 
a » c a /cf if cd a i <tT;u*y#M<D^^if<DieE*aco 

zizttizmjzztizztittei^o mm&mtsiti onm 

— 1//m^#*L<. 50-500nm/i<I(:Jf$L 
[0 0 6 5] (gffit. m^iHB^fcl±^ffi(cP» 

&Lx&mztiz>mmmt<Dm\z^ m^x^m^^ 

^-fr^eWr*. J1$0. 1 -1 0 nmCD$&SgBA^A$ 
[0 0 6 6] £fc. ^5tB(DPtSfiil»cKftLT. 7fx-;u 



(14) 
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[0067] xfzmzmzG&mftmTtomfatLT 

mv$^ 1i^X0)\Zf)\ PET (tKUx^UVt^U-?* 
[0 0 6 8] *^a)*a^3fe^(i. KE*Q<7>*;il?V 
[0 0 6 9] 

[0 0 7 0] <MSttfll*> 

1 ) 1 H — NMR 

0*11^ (1*) S JNM EX270 

2 7 0MHz : M^PP*;UA 

2) TcKt^flrSS 

RECOttS CHNS-932I 

3) GPCMS (^JUMC) 

*7A:Shodex KF-G+KF804 L+KF 
8 0 2 + KF 8 0 1 

M"S:f h7tKP77> (THF) 
SJg : 4 0°C 

ttUS : R I (Shodex RI-71) 4) ICP 

**»ftBfS i c p s 8 o o o 

[007 1] <K»«>WcK&ttl^l«y. ifHEfi (» 

«) *««-r«Cttt<«6fflL*:. 
[007 2] (MMl) S^ttfb^tt: [6- (4- 

t*-JI/7i-W -2. 4-^+1t>v^-h] ex 
[2- (2-e'JvJI/) K^v^x-ju] -f f J v^A 
(III) HUT Ir (btp)2[l-(StMe) 

— acac] <tBS"3~} <7>a"/5£ 

(1A) f=3M\fc3l:: % T-b^UT-fe h>i:4 




NaH, n-BuU 



[0 0 7 5] ;^l^T% X^r— A (1 B) IC5F*T <fc 5 1^ 
C(Z>6- (4-tf— ;Ut7x — JU) -2. 4-'\^-9->v 
3"><i:S}£ (#"]*.!£ S. Lamansky, etal.. Inorganic 



-e-iU^>y^P7-f K*fiU*«6- (4-e 
=jb7x-ji,) -2, 4— ^+-9->v^>£^fiELfco 
SP*>. TKSHb-J- MJ ^ A 1 . 23g (60% in o 
i I ) (31 mm o I ) SS«S?fflaT^#aL. Ctl 
IC$£«ir h7tKQ77> (l^LTT H F tBSf) 6 0m 

1 &1}uz.t*®v o°c\z)%&Ltzo z<D&mmzr-bT 

;i/7th>2. 5g (24mmol) t^^^=F)^ 
X*'J ^ h'JT^ K (iUTHMP Atm*) 1 m I (O 

5S«*a*aT-r*t*tfea>atiR^*fiRLfc 0 o°c-ei 

(1. 6M) 17. 5ml (28mol) &9TF'f& £ 
U »C0\n?2 0#IB«#Lfc. 
»HfeOj§;*S(c4-e— ;u^>v;u^n^-f K4. o g 

(2 6mmo I) S»TL, £J£»££2l::St LT 2 O 

#imm*«l ft&mitmxTKmzM&izLtzo mmm 

A-CttJ»Lfcft. P— $ U— x/<tKu— 4r-e»a$H* 

=.fl,7x.—M -2, 4-^^>v^->3. Og (1 
4mmo I) t»60)*tt:i: Lt»fc, 1|X^5 6% C P 
SttCHN7C*»«f, 1 H-NMR-C?frofco 
[OO 7 3] 1H NMR: enol; d 7.33 (d, J = 8. 1 Hz, 2 
H, aromatic). 7.14 (d. J = 8. 4 Hz, 2 H. aromati 
c), 6.68 (dd. J = 8.1 Hz. 1 H, vinyl ic). 5.70 (d. 
J = 17.0Hz. 1 H. vinyl ic). 5.46 (s. 1 H. enol-meth 
ine), 5.20 (d. J = 11.1 Hz, 1H, vinylic), 2.91 (t, 
J = 5. 7 Hz. 2 H. methylene). 2.58 (t. J = 7. 3 Hz. 

2 H, methylene). 2.03 (s, 3 H. methyl), keto; d 
7.33 (d, J = 8. 1 Hz. 2H, aromatic). 7.14 (d, J = 
8.4 Hz. 2 H. aromatic). 6.68 (dd. J = 8. 1 Hz. 1 H. 

vinylic). 5.70 (d. J = 17.0 Hz. 1 H, vinylic), 5. 
20 (d. J = 11.1Hz, 1 H, vinylic). 3.53 (s. 2 H, C 
(=0)CH2C(=0)). 2.89 (m, 4 H, ethylene). 2.19 (s. 3 

H, methyl), enol : keto = 6:1. E. A. : Calcd fo 
r Ci4Hg02:C. 77.75: H. 7.46. Found: C. 77.49: H. 
7. 52. 

[0 0 7 4] 
»5 0] 




Chemistry, 40. 1704 (2001) izKMO lz®Ll\<£j£Ltz 
v P P) "r h^*X (2- (2-eUviU) * 

>7fi-il/) y^'Jy^A [I r (btp) 



(15) 
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2C I ] 2<tB§fo ) £J5J£S?t!:T I r (b t p) 2 [1 
- (StMe) -acac] £^JSL7c 0 Hfl*>. [ I r 

(btp) 2CI] 2 253mg (0. 2 Ommo I ) 
£lOmlO)N. N-v^^lUTfcjUATS K (iUTDM 
F<hBS-r) ICffijgSt*, 1 61mgfl)6- (4-tf— 
^x—;U) -2. 4-^^-9->vtJ-> (O. 7 4mmo 

I) <h6 4mg<D«^hUOAfccfctf 1. 9mg(D 
2. 6-y~ t e r t - 

(iaTBHTtBg-T) (O. O O 8 6mmo I ) £JJD 
^T8 0°C^1B#PflinJ»8t»Lfco »&*tfcSJtiS««B 
IZ1 00m I (D*<t50m I <D<7 □ □ *;UA£flIJ*.T <fc 

<«i?U *«ii£^i£^*v^AT-&*£&. □- 

&)t-?Z> I r (btp) 2 C1- (StMe) -aca 




+ 



NajCOa 



[oo78] (nmmz) rnGmt-sto: ce- (4- 

^WJp^/i/ttv^i-ji/) -2. 4-^*tr>v 
H ex [2- (2-t?Uv;u) 

JU] -f U vOA (III) (JUT I r ( b t p ) 2 [ 1 
- (MA-Ph-Me) -acac] t%&-?\ <DSf& 
X4r— A2 Air^-Tcfcdfc. 7-tr^;ur-tr h>£. 4**0 
0^;±(C. Cativiela.et al., J. Org. Chem. . 60. 307 
4 (1995))lZcfc V-SfZLtzBOit {4 

v) "*>s?;u£KJE*ia-T6- (4-k>v;u^v^ 

X— JU) -2. 4—n^t-9">v^->^^L/zo BP*>. 
fcMitl- h WJ* (6 0% in o i I ) O. 3 O g 
(7. 5mmo I) SlfgiSlTt^iL, C*UCT 
H F2 Om I &1mjLXfo®X*0°ClZ7%£lLtzo C0)&>§ 
iSlCT-fe^;U7'-b h>0. 75 g (7. 5mmo I) t 
HMPAO. 5m I OlMXtXTti^MOflA 
mifco 0°CTM 0#Pb^#QL n-^jUUf^ 
AO^+IJ-^jiSS (1 . 6M) 4. 6ml (7. 5mm 
o I) JiSTL, »C0^?2 0#|««»Lfc. ibH 

*» ^>vJU2. 2 8 g (7. Ommo I ) JTHF1 



c] 1 5 3m g (O. 1 8mmo I ) £ #life0>@t*;<h 
LtUfc (IR*4 7%) o l^5£l*CHN7ciSi##K 1H 

[0 0 7 6] 1H NMR: d 8.40 (d. J = 5.4 Hz. 1 H. bt 
p), 7.97 (d. J = 5.4 Hz, 1 H. btp). 7.65 (m. 6 H. 
btp). 7.1 6.7 (m. 10 H. aromatic). 6.63 (dd. J = 
17.8,11.1 Hz. 1 H. vinyl ic). 6.24 (d. J = 8. 1 Hz. 
1 H. btp). 6.16 (d. J = 7.8Hz. 1 H. btp). 5.65 (d, 

J = 17.8 Hz. 1 H. vinyl ic). 5.22 (s. 1 H. diketon 
ate-methine), 5.18 (d. J = 11.1 Hz. 1 H. vinyl ic). 

2.56 (m. 2 H. ethylene). 2.37 (m. 2 H. ethylene). 

1.75 (s. 3 H. methyl). E.A. : Calcd for C4oH3ilrN 
2O2S2: C. 58.02: H. 3.77; N. 3.38. Found: C. 57.7 
9; H. 3.81; N.3.55. 

[0 0 7 7] 

lite 1 ] 




(1B) 



»IWM»U MIS 0°CIZ7$$DI. tz'ik. #*B*HDjtT4' 
fDLfc. *M*ttMft1b-J- h U ■JA***-*?***. 

*y;U*^AICiSL (JgggiS : v^DD^>/a^ 
><D1 : 1 (Wilt) . ±£fS«5£#SSLT 

;U^"^r->^xx;U) -2. 4— ^+i^>v^">1 . 31 
g (4. 4 mm o I ) £S»Jtfi<DB{*±: LTf»fc (JR« 
6 3%) o HSf*CHN7C*fl*K 1 H — N M R T?fTo 

[0 0 7 9] 1H NMR: enol ; d 7. 5 6. 8 On. 9 H. arom 
atic). 5.46 (s. 1 H, enol-methine). 5.04 (s. 2 H. 
-0-CH2-). 2.88 (t. J = 7.6 Hz. 2 H. ethylene). 2.5 
5 (t.J = 8.4 Hz. 2 H. ethylene). 2.04 (s. 3 H, met 
hyl). keto: d7.5 6.8 (m. 9 H. aromatic). 5.04 
(s. 2 H. -O-CH2-). 3.53 (s. 2 H. C (=0) CH2C (=0) ) . 
2.84 (m. 4 H. ethylene). 2.19 (s. 3 H. methyl), e 
nol : keto = 5:1. E. A. : Calcd for C19H20O3: C. 
77.00: H. 6.86. Found: C. 77.46: H. 6.77. 

[0 O 8 O] 

[flS6 2] 



(16) 



<t#g|2 003-147021 



1) NaH 

2) n-BuU 




(2A) 



[008 1] #a>T*. X*— A (2B) \Z7jk-f&5\Z^ 
CCD 6 — (4-K>y;i/t4rv7i-;i/) -2. 4 
^r-9->V7|->**^b-r^Ci:lC^tj 6 - (4-tKP 
^v^x-;u) -2. 4-^^>v7|->S^fi£Ltco 
BP*., !^S?ISiT"CPd-ai4Bl (10%) 1. 5g 

;u^f^v^x-;u) -2. 4-^**>5?;J->1 . 31 
g (4. 4mmo I) ^JjPx.^o J5J£&I*£ 1 fUiCDTK 

U * >f;urt ^ AIcAp^t^-Tv^ a a £ 

1 : 1 «*»Jt) S^J§«T*?Sa3L/c1b^*#t;?g?a 

D4FV7I-JI/) -2, 4-^+-9->v^->0. 70g 
(3. 4mmo I) £»ftfe LT*#fc OR* 7 



jT5 

^yO^A^ H 2l Pd/C 



[0 0 8 4] ;*1>T:X*— A (2C) lc^-f<k5lc. C 
06- (4-tKD + v7ir;i/) -2. 4-^r-9-> 
V^->t, StSfclCfifcl^fifcLfc [I r (btp) 2C 

I] 2£&&£-t±T [6- (4-t KP^rV"7x-;U) 

-2. 4 [2- ( 2 — t° 'J 

\>)\A ^ Uv^A (III) [1UTI 

r (btp) 2 [1- (OH-Ph-Me) -aca 
c] <tfflS-r} S^Lf-o fifl*>. [ I r (btp)2C 

I] 224 5mg (0. 1 9mmo I) fc111mgO 
Stffi^" h U A ( 1 . 0 6 mm o I ) 5l41mgO 

[6- (4-t Kn^v7i-;i/) -2. 4-^^p-9-> 
V*>] (0. 68mmo I) 01 0ml DMFiS»* 

ic**u 8o°ct-i. smmum&ftLtzo xtz&& 

^ap>^y/7th> = 5/10/1 (tt3S 



7%) 0 P^I*CHN5c^ffir. 1 H-NMR-CfT-^ 

fco 

[0082] 1H NMR: enol : d 7. 04 (d. J = 8. 4 Hz, 2 

H, aromatic), 6.65 (d. J = 8.4 Hz, 2 H. aromati 
c). 5.55 (br, 1 H. OH). 5.47 (s. 1 H. eno I meth i n 
e). 2.86(t, J = 7.3 Hz, 2 H, ethylene), 2.55 (t. J 

= 7.3 Hz, 2 H, ethylene), 2.04 (s, 3 H, methyl). 

keto; d 7.04 (d. J = 8.4 Hz. 2 H. aromatic). 6.65 

(d. J = 8.4 Hz. 2 H. aromatic). 5.55 (br, 1 H. 0 
H). 3.55 (s. 2 H. C(=0)CH 2 C(=O)). 2.83 (m. 4 H. et 
hylene). 2.19 (s, 3 H. methyl), enol : keto =5 : 
1. E.A. : Calcd for C12H14O3: C. 69.88; H. 6.84. 
Found: C. 69.67; H. 6.79. 

[O O 8 3] 

Hb5 3] 



(2B) 



(btp) 2 [1 - (OH-Ph-Me) -a c a c] 
215mg (O. 2 6mmo I ) £ ^tifeCDSft t LT 

mtz ote357o%) 0 mizitcHNTtmftffi. ih-n 

[OO 8 5] 1H NMR: d 8.40 (d, J = 5.4 Hz. 1 H. bt 
p), 8.06 (d. J = 5.4 Hz. 1 H, btp). 7.63 (m, 6 H, 
btp), 7.04 (m, 3 H. btp), 6.81 (m, 3 H. btp). 6.66 

(d. J= 8. 4 Hz. 2 H. -C6H4-OH) . 6. 38 (d. J = 8. 4 H 
z. 2 H. -C6H4-OH). 5.22 (s. 1 H. d i ketonate-meth i n 
e), 5.20 (br. 1 H, OH), 2.48 (m. 2 H, methylene). 
2.31 (m. 2 H, methylene), 1.75 (s. 3 H. methyl). 
E.A. : Calcd for C38H29 1 rN203S2 : C. 55.80; H, 3.57; 

N. 3.42. Found: C. 56.19; H. 3.57; N. 3.31. 

[O O 8 6] 

Hb5 4] 



(17) 



^12 003-147021 




+ 2 



Na 2 C0 3 
DMF 



[0 0 8 7] X*— A (2D) IC^-r^dlC. 

CCD I r (btp) 2 [1- (OH-Ph-Me) - a 

r (btp) 2 [1- (MA-Ph-Me) -a 
cac] Z&fSLLtzo fi|]*>. I r (b t p) 2 [1 - 
(OH-Ph-Me) — acac] 248mg (0. 3 
2mmo I ) £ffij£v^ 20m I IZjgSL. 

h'JXf^75>0. 25ml (1. 8mmo I ) t 
0. 2Oml0y^^'JjH^P7^K (2. Ommo 

i) ^^r^r-iB#p B i}S»L/co 

(Stii^ : □ □ * $ >/T"tr h ><7> 2 : 

4 : 1 «*»it) X**«K) T'fSfflL. StDIZ^tiiLfr 

Wct-TS I r (btp) 2 [1 - (MA-Ph-Me) 




<2C) 



— acac] 180mg (O. 20mmol) 

(7>@i*t uri#fc (ft$6 4yi) 0 m^itcHNTtmft 

[0088] 1H NMR: d 8. 42 (d. J = 5. 4 Hz. 1 H. bt 
p), 8.10 (d. J = 5.4 Hz, 1 H, btp). 7.65 (m. 6 H. 
btp), 7.1 6.7 (m. 10 H. aromatic). 6.40 (d. J = 
8.1 Hz. 1 H. btp). 6.27 (d. J = 8. 1 Hz. 1 H. btp). 
6.12 (s. 1 H, olefinic). 5.71 (s. 1 H. olefinic). 
5.19 (s. 1 H. diketonate-methine). 2.51 (m. 2 H. C 
2H4). 2.39 (m. 2 H. C2H4). 1.89 (s. 3 H. methacryl 
-methyl). 1.80 (s. 3 H. d i ketonate-methy I ) . E. A. : 

Calcd for C42H33 1 rN204S2 '■ C. 56.93; H. 3.75; N. 
3.16. Found; C. 57.09: H. 3.77; N. 4.18. 

[0 0 8 9] 

[<b5 5] 




[0090] mmms) wsmtfito: ie- o- 

-;u] -2. 4-^*-* H trx [2- (2 
-truvno ^c>y^x-yu] ^'jvw din 

OUT I r (btp) 2 C1- (MOI -Ph-Me) 
-acac] £B8t~} <7>-£j£ 

(3 A) \Z7f:?&5lZ^ Mt&ffl 2 Trf#fc I r 
(btp) 2 [1- (OH-Ph-Me) -acac] 

* : MO I . BglOmXlS) ^S^^iJ-^CtlCcfcy. I 
r (btp) 2 [1- (MOI-Ph-Me) -aca 
c] ^f&Ltzo BP*>. Ir (btp) 2 [1- (OH 
-Ph-Me) —acac] 21 5mg (O. 2 6mm 
o I) 51 Om I (DTH F|C?gft¥U 4. OmgOBH 
T (O. 1 8mmo I ) <t 3 5mg0V^j^X ( I 



(2D) 



V) y^^U-h (OTDBT L tm+) ^1/4 0 1 
mg(DMOI (2. 5 8 mm o I ) ^*Ditr Si;§±"e 3 

DD^ >/T-tZ h >0) 5 : 1 0 : 1 (<*» 
Jt) S**ttE) T?fiiSLfc 0 *ftlc®a3L*:*t§fetf>± 
£/#feia>/ K L Ti^lE$£@-r £ C t Iz <fc o T . 
BWir-T^ I r (btp) 2 [1- (MOI-Ph-M 
e) —acac] 223mg (0. 2 3mmo I ) 
tlfetf)@f*<!: LT*#*i 01*3*8 7%) 0 [^^liCHNTC 
mfttir. lH-NMRT^of:„ 

[009 1] 1 H NMR; d 8. 40 (d. J = 5. 7 Hz. 1 H. bt 
p). 8.12 (d. J = 5.1 Hz, 1 H. btp), 7.65 (m. 6 H. 
btp), 7.1 6.7 (m, 10 H. aromatic). 6.25 (d. J = 
8.4 Hz, 1 H. btp). 6.20 (d. J = 8. 1 Hz, 1 H, btp). 



(18) 
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6.16 (s. 1 H, olefinic), 5.63 (s. 1 H. olefinic), 
5.26 (br-s. 1 H. NH) , 5.21 (s. 1 H. d i ketonate-met 
hine). 4.31 (t, J = 5. 4 Hz, 2 H. N-C2H4-O). 3.59 
(t. J = 5.4 Hz, 2 H. N-C2H4-O). 2.55 (m. 2 H, C-C2 
H4-C), 2.34 (m. 2 H, C-C2H4-C). 1.98 (s. 3 H.metha 




BUT, DBTL 



THF 



[0093] (3US0U4) n&mt&m [i - (2- 
^^'jp-rmv) i3)to< s *'()\,*'**s-2. 4- 
^>^>v^-h] ex [2- (2-eu ^> 

V^x-;u] -T'Jv^A (III) llilTI r (b t 
p) 2 (1-MA-acac) <tB&-f} (DStfL 
X^r-A (4 A) lznt-TJ:5l3. »j*fc«£l^nJELfc 

[I r (btp) 2CI] 2ts tt*0<7>^& (R*H9«if E 
PO 5 1 4 2 1 7) £#%lC«&j£L*:1 ~ ( t e r t - 
^v>f^y'Jjl/t^v) -2. 4 2/3*- 
> ( 1 — TBDMSO — 2, 4-^>£ >V^» £j£ 
i££i*T I r (btp) 2 (1-OH-acac) 
tfLLtzo BH*>. [Ir (btp) 2CI] 2449mg 

(O. 3 5mmo I ) fccfctf 1 3 7mg(Z)Klt h U ^ 
A (1 . 2 9mmo I) f310m g 0) ( 1 — T B DM 
S O- 2. 4-'<>£>v*-» (1. 35mmol) 
CD1 5m I DMFjgjfc|C;§SU 8 0°CT* 1 B#ffUJjn8MS 

t»»£7kT*3fc;*U ^EET*?S^*®^Lfco 'J 

t?«bu «aiz»ajLfc#»feaMb*«j*»sfc 

LtaEKSLfco *§*;rtfc@f*£l Om I (DK&TH 




1) Na 2 C0 3 

2) n-Bu 4 NF 



[0 0 9 6] ;At>T% X*— A (4B) ICS^T *5lC % 
CCD I r (btp) 2 (1-OH-acac) £MO I 
<D{**Kl6*fr?Ci:lCj:y I r (btp) 2 (1-M 
A-a c a c) £S«Lfc 0 Bfl*>. I r (btp) 




cry I -methyl). 1.76 (s, 3 H. d i ketonate-methy I ) . 
E.A. : Calcd for C45H38 1 rN306S2 : C. 55.54: H. 3.94: 

N. 4.32. Found: C, 55.13: H, 3.89: N.4.58. 

[0 0 9 2] 

[<b5 6] 



<3A) 



-f K (n-B u4N F) (0 1 . OM THF&j&O. 6 
Oml (O. 6 0mmol) < «#L«jr*^&5BT 

Lfco Cfl)*at*SB-eo. 5B»nattLfc&« MEE-C 

— (S&tiSjfc : ^t>/V^PP/^>/7'tZ h> 
05:10:2 «*»Jt) SdSMt) U 

r (btp) 2 (1— OH— acac) 360 
mg (O. 4 9mmo 1 ) £#*Ife<7>S<*£: LTf#fc 
MR* 7 1%) o HSl4CHN5E*#ff, 1H-NMR 
"CfTofc. 

[0 0 9 4] 1H NMR: d 8.40 (d. J = 5.4 Hz. 1 H, bt 
p). 8.35 (d, J = 5.1 Hz, 1 H. btp), 7.79 On. 2 H. 
btp), 7.63 On. 4 H. btp). 7.04 (m, 4 H, btp). 6.81 

(t. J= 7.3 Hz, 2 H, btp), 6.20 (t, J = 6. 8 Hz, 2 
H. btp). 5.24 (s. 1 H, diketonate-methine), 3.89 
(dd. J = 8. 1. 5. 1 Hz. 1 H, -CHH-OH), 3.80 (dd. J = 
8.1. 5.1 Hz. 1 H. -CHH-OH). 2.92 (t. J = 5. 1 Hz. 1 

H, OH), 1.83 (s, 3 H. d i ketonate-methy I ) . E.A. : 
Calcd for C3iH23lrN203S3: C, 51.15: H. 3.18: N. 3. 
85. Found: C. 51.41: H. 3.36: N. 3.49. 

[O O 9 5] 

[ft5 7] 



+ 2 > y^y xv, ° tbdms 




(4A) 



2(1-OH-acac) 1 7 7 m g t 3 . O m g <Z> B 
HT (O. 0086mmo I) jfc<k{/2 Omg(DDBT 
L (O. 0 3 2mmo I ) J10ml(0TH F \Z?§M 
L. 10 OmgCDMO I (O. 6 4mmo I ) £AD*.T 



(19) 



M2 0 0 3-1 4702 1 



-tr h>0>1 O : 2 0 : 3 «*»lt) S^»JI) TrfSS L 
tzo -mmizm&Ltzfc&&<D±&j£te&ftJbLT&fr 

-2 0°CVn&gk?$>ZtlZ&i). r (b 

tp) 2 (1— MA— acac) 173mg (0. 20 
mmo I ) **tife(Dit«Si:Lr^fc (iR^8 1 

%) o m^itcHNTtm^m. i h-nmrt^o/co 

[0 0 9 7 ] 1H NMR: d 8. 49 (d. J = 5. 7 Hz. 1 H. bt 
p), 8.40 (d, J = 5.4 Hz, 1 H, btp). 7.74 On. 2 H, 




BHT, DBTL t 
THF 



[0099] (HS6#]5) N-e^;u*;u/^y— ;u- i 

r (btp)2t1- (StMe) -acac] 
(* (JUT. VCz-co-I r (btp) 2 [1- (S 

tMo) -acac] tBS^o ) <D^f$. 
M«tl^tl)MtLtI r (b t p) 2 [1 ~ 

(StMe) -acac] % *—jl4fttt«tt 

1 . 5 5 g (8. Ommo I ) „ I r (btp) 
2 [1- (StMe) - acac] _3_3 m g (0. 0 
4 mmo I) % A I BN 1 3mg (0. O8mmol) 
£8#7K hJUX>4 Om I lC>§fi$£-t±\ B#HimU 
^>**#iiA/f£ 0 C0>>§;££8 0°C*-C»aU !□ 
fxfZZmt&Zit. *<D**8»IHIH*Lfc. S 
;U 2 5 Om I *lcaSTLr**«B*a 



btp). 7.61 On. 4 H. btp). 7.03 (m, 4 H, btp). 6.80 

On. 2H. btp) . 6. 21 (m. 2 H. btp) , 6. 06 (s. 1 H. o 
lefinic). 5.55 (s. 1 H. olefinic), 5.31 (s. 1 H. d 
iketonate-tnethine). 4.92 (br-s. 1 H. NH). 4.25 (s. 

2 H. N-C(=0)-0-CH2-). 3.97 (m. 2 H. N-CH2-CH 2 -0) . 

3.16 (m. 2 H. N-CH2-CH2-O). 1.91 (s. 3 H. CH3C(=C 
H2)-), 1.81 (s. 3 H, diketonate-methyl). E. A. : Ca 
led for C38H32lrN306S2: C. 51.69: H, 3.65; N. 4.7 
6. Found: C. 51.88: H, 3.65: N. 4.51. 

[0 0 9 8] 

[ft5 8] 




(4B) 



2 5m I Z.(D&fo&*$S 
-)\, 2 5 0ml *I=aSTL-CWaiR*14--BCi:lZ<fey 

asifc^ 6o°cr*i 2i*mn,&tmiitszt\zj: 

yiW83t'fel)VC2-co~I r (btp) 2 [1- 
(StMe) -acac] 1. 11 g £ %tz 0 (sJife^ 
GPCUSfi*, I CP7C*»«flC<fcS I rfgtt^fS 

[0100] (3U60J 6-8) Ir (btp)2[1- 
(StMe) -acac] ICff*.T\ tH^mmm 2 

I CP7C*»«TlC«k« I r||{**«*»1 iz 

[OIOI] 
[*1] 







(%) 




1 rtt*^ 
WSCpoIX) 




Mr 


Mw/Un 


i 5 


VCz-co-lr(btp) f [i-(swe)aeacl 


71 


4 5 0 0 


1 0 8 0 0 


2. 4 0 


0. S 9 


6 


¥Cr-co - 1 r (b tp) , [1- OJa-Ph-tf a) acac] 


7 3 


4 3 0 0 


1 0 7 0 0 


2.5 2 


0.8 1 


I 7 


VCr-ca-J r fttp), Cl-OHJI-Ph-yB) Mac] 


58 


4 3 00 


1 0 9 0 0 


2.5 5 


0.8 9 


8 


VCi-cp-lr(blp) f <i-iw-acac) 


7 2 


4400 


118 0 0 


1 2. 6 6 


0. 6 1 



[0102] (mmm 9-12) taM^o^a, 



2 5mmftO)*7XSfia)-S(DIi:, »«£fc£*B4 
mm<7>2*(7) I TOgS^ h ^ ^«lC»fiK$4ifc I 
TO (&<b-f >V^A«g) ##Sffi (-y#ti, Nipp 
0 Electric Co.. LTD.) *ffll*T*«*#***f*BL 
fco I* Cable* ±IBI TO^S«OI TO (MS) ± 
IC. *°'J (3. 4-X^U>v^-^ri>^^-^x » - tK 

□>Pj ) ^XtrVza-HilCcfctJ. 0IE&3 5 00 r 



pm. i«4o#^iititLfc^ m&&m& 

T?SET\ 6 0 o CT2B#PBl$fc*££frl\ Ha/\'^77fl 

**£2i. omg, n*mmttntLX2- (4-e^ 

x~;U) -5- (4-t e r t-^7i~ ;U) - 

1. 3. 4-mv77-;KPBD) (KSMbrtx 

&») 9. Omg^<7PP7txjUA (fP*ttSIX*«. # 
^) 29 70mgl:ig«L, ^ftfciS&^fL&O. 2 



(20) 
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t'ML, (2 5°c) (crao^^JS-r^ctic 

t>*itz&fttm. m*tfimtm$: &timo>mm*m 1 o 



1 0 



1 1 



1 2 



5 0nmt^f: o TJUd* 

t\ na&tta^icij-Kia (Kit) **y(ti+r. m 

4 mm x «| 3 mm^tS^If? 4 IMLfco 

OHO 7 K/<>^rX h*±$? :?n^^;utt3i«E/ 
man t r e i 4 3 sjbivc±b*«e Lamc*ff 
*BP»LJB*S*. («k) h^a>asj 

SJStt BM-8*m*T*SLfc. 36* 
ffli&CEE* 2 0 V-eO)tOM»W4«2 0!)SD<ttofc («- 
*«tt»*m*fc**4fl0>JW$|) o 

[0 10 3] 

[j2] 



yCz-co-lr(btp) 2 Cl- (S tMo) acac] 



(V) 



VCz-co-lr(blp) , [l- (Ha-Ph-le) acac] 



VCz-co 'lr(btp); [1- goi -Ph-He) acac] 



¥Cz-co-lr(btp) t <1-W~acac) 



9 



9 



2 0 vwnmm 

(c d/m 2 ) 



4 2 0 



4 0 0 



3 6 0 



3 9 0 



[0 104] 
[0 10 5] 

[HI] **M<D^«l*5te*^-(DIRul0<D«T*fc*o 
[0 10 6] 

1 *7Xlt 



2 

3 *-juNK£J| 

4 

6 ififli 

[0 1 O 7] 



[01] 




6(JM0 

4<**»> 
3<*-/Ht»»> 
2CM) 



(51) Int. CI. 7 IHMIB* F I f-73-K (##) 

H0 5B 33/14 H0 5B 33/14 B 

T SWl^SSlfrt»K*»#-Ttl 



(21) !Si20O3-1 4702 1 



F*-A(#%) 3K007 AB02 AB03 DB03 

4C063 AA01 BB01 CC94 DD12 EE05 

4H050 AA01 AA02 AA03 AB46 AB92 

AC90 WB11 WB13 WB14 WB21 

4J100 AB07 AE09 AL08 A031 BA03 

BA29 BA38 BA41 BA55 BA56 

BA93 BB01 BB03 BB05 BB07 

BC43 BC58 BC69 BC83 BD04 

BD11 CA01 CA03 DA61 FA03 
JA32 



